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General experimental details and materials:
The reactions were conducted in sealed tube under the protection of a nitrogen atmosphere. All reactants reported in the manuscript are commercially available and have been prepared by the method reported previously. N-Acylsaccharins were prepared by the general methods. All solvents were purchased at the China suppliers and used without any purification. Triethylamine was purified by distillation with calcium hydride. Flash chromatography was performed using 200-300 mesh silica gel.
All products are known compounds. 1 H and 13 C and 19 F NMR data were recorded with Varian (400 MHz) spectrometers in CDCl3 with tetramethylsiliane as an internal standard.
General procedure for synthesis of N-acylsaccharins:
An oven-dried round-bottomed flask (100 mL) equipped with a stir bar was charged with CHCl3 (50 mL), saccharin (10 mmol, 1.0 equiv) and benzoic acid (1.0 equiv). DCC (1.0 equiv) was added to the mixture with vigorous stirring at 80 o C, and the temperature was maintained at 80 ℃ for 12 h. After cooling to room temperature, the mixture was filtrated through a short pad of silica gel, then the silica gel was washed with CHCl3 (3 × 20 mL) and the organic phases were combined. After the solvent was removed, the crude product was purified by silica gel column chromatography using petroleum ether/ethyl acetate (3/1) as eluent afforded N-benzoylsaccharin (1.46 g, 51.2%).
General procedurees for synthesis of esters:
To a 10 mL round-bottom flask was added N-benzoylsaccharin (0.30 mmol, 86.1 mg), DMAP(0.024 mmol, 2.9 mg), Cs2CO3(0.30 mmol, 96.9 mg), n-Bu-Cl(1.80 mmol, 166.7 mg) and 2 mL CH3CN. Then, the mixture was stirred at 100 o C for 12 h. After cooling to room temperature, the mixture was filtrated through a short pad of silica gel, then the silica gel was washed with CH2Cl2 (3 × 10 mL) and the organic phases were combined and concentrated in vacuo. The residue was purified by column chromatography on silica gel (petroleum ether /ethyl acetate = 20/1) as eluent afforded butyl benzoate 3aa (45.9 mg, 86%).
Detail description for starting materials and products:
N-Benzoylsaccharin (1a). 1 
